Broken-Symmetry structure of 3 
A mixture of potassium (0.67 g, 17 mmol) and naphthalene (2.2 g, 17 mmol) in thf (35 mL) was stirred at −15
• C for 4.5 h. Solid vanadocene (1.4 g, 7.8 mmol) was added to the green solution and the reaction mixture was allowed to stir 17 h at room temperature. The yellow solution was cooled to −78
• C for 8.5 h leading to precipitation of potassiumcyclopentadienide which was removed via filtration. 1,2-Dichloroethane (0.31 mL, 3.9 mmol) was added to the filtrate at 0
• C and the mixture was stirred for 30 min. The solvent was removed under reduced pressure and the red residue was extracted with n-hexane (40 mL). Addition of thf (1.4 mL, 21 mmol) and 1,2-dichloroethane (0.31 mL, 3.9 mmol) led to crystallization of the desired product at room temperature. The solvent was decanted and the crystals were washed with n-pentane (20 mL). The complex 2 was obtained as a violet, crystalline solid (0.95 g, 4.3 mmol, 54 % (69 %) [1] • C) δ = 125.92 (bs). [6] obtained from X-ray structure analysis and from the structure optimization of the BS determinant with TPSSH / def2-TZVP; cent [4] : centroid of the corresponding Cp ligand; plane [4] : best-fit plane through corresponding atoms. 
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